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(54) MULTIPLE OXIDE THIN FILM AND ITS PRODUCTION 

(57)Abstract: 

PROBLEM TO BE SOLVED: To obtain a stable multiple oxide thin film with 
improved properties by subjecting sealing treatment with an electrical insulating 
material to the porous surface or pinholes on a multiple oxide thin film formed on a 
substrate by hydrothermal synthesis. 

SOLUTION: First, an autoclave is charged with an aqueous solution of stock metal salt 
and a substrate followed by heating under pressure to cany out a hydrothermal synthesis 
and form a multiple oxide thin film 2 on the substrate 1 . In this case, the hydrothermal 
synthesis may be conducted in two stages, i.e., crystal nuclei formation and crystal 
growth, according as necessary, or may be conducted while vibrating the autoclave 
perpendicularly. Subsequently, the porous part and pinhole part among crystal grains on 
the multiple oxide thin film 2 is coated or impregnated with an organic or inorganic 
electrical insulating material to conduct a sealing treatment. Alternatively, when a metal 
is used as the substrate, the multiple oxide thin film is treated in an oxidative atmosphere 
to carry out the sealing treatment so as to form oxide coating film on the substrate 
metal-exposed part in the pinholes 3 . 
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* NOTICES * 

Japan Patent Office is not responsible for any 
damages caused by the use of this translation. 

1 .This document has been translated by computer. So the translation may not reflect the original precisely. 
2.**** shows the word which can not be translated. 
3. In the drawings, any words are not translated. 



CLAIMS 
[Claim] 

[Claim 1 ] The manufacture technique of the multiple-oxide thin film characterized by performing a sealing to the porous side or 
pinhole of a multiple-oxide thin film formed by the hydrothermal crystallization method on the substrate, 
[Claim 2] Technique given in the claim 1 which carries out a sealing by the insulating material. 

[Claim 3] Technique given in the claim 2 whose insulating material is the resin or ceramic of a high dielectric constant. 
[Claim 4] Technique given in the claim 1 which performs the sealing which processes the multiple-oxide thin film formed by the 
hydrothermal crystallization method on the metal substrate under an oxidizing atmosphere, and forms an oxide coat in the metal 
outcrop within the pinhole of a multiple-oxide thin film. 

[Claim 5] The claim 1 whose multiple oxide is a ferroelectric, or technique given in either of 4. 

[Claim 6] The claim 1 which performs a sealing on the temperature conditions exceeding Curie temperature of a ferroelectric, or 
technique given in either of 5. 

[Claim 7] Technique given in the claim 4 which performs polarization processing further after performing the sealing which 
processes a multiple-oxide thin film at the temperature more than Curie temperature under an oxidizing atmosphere, and forms an 
oxide coat in the metal outcrop within the pinhole of a multiple-oxide thin film. 

[Claim 8] The claim 1 which performs a hydrothermal synthesis in two phases of a crystal nucleation and a crystal growth, or 
technique given in either of 7. 

[Claim 9] The claim 1 which gives vibration in the perpendicular orientation at the time of a hydrothermal synthesis, or technique 
given in 8. 

[Claim 1 0] The multiple-oxide thin film obtained by the manufacture technique of a publication by the claim 1 or either of 9. 
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DKTAILKID DESCRIPTION 

[Detailed descripuonj 
[0001] 

[The technical field to which invention belongs] this invention relates to a multiple-oxide thin film especially the multiple- oxide 

thin film by the hydrothermal crystallization method, and its manufacture technique. 

[0002] 

[Prior art] The sol-gel method using the sputtering method, the ion-plating method, the laser abrasion method, CVD, the 
MOC VD method, the alkoxide, etc. as the manufacture technique of a multiple-oxide thin film etc. is known. 
[0003] Among these, the large-sized equipment of a vacuum system is required of the technique from the sputtering method to the 
MOCVD method. Moreover, in the structure top of equipment, for example, the fraction used as the shadow of a target, **** 
does not advance or there are problems, like the speed becomes remarkably slow. Furthermore, generally the thin film obtained is 
several 1 GOnm or less in thickness, and it is not suitable for forming the thin film of mum order. 0. 1 when a thickness becomes 
uneven with some configuration of a substrate with a sol-gel method on the other hand When forming the layer beyond mum 
grade, the repeat of two coats and baking etc. may be needed and a crack may arise on the formed layer. 

[0004] Moreover, in order to obtain the layer of the composition made into the purpose by the technique using a vacuum system, 
a substrate must be maintained at an elevated temperature in many cases, and because of crystallization of a thin film, the elevated 
temperature needs to be calcinated also of the ********** method. Thus, each above-mentioned technique needs to heat a 
substrate in temperature of 500 degrees C or more in general at an elevated temperature and a concrete target, For this reason, the 
large-scale cooling system for forming a thin film directly on a weak material was required for a heating at high temperature like 
plastics, and enforcement was substantially difficult. Therefore, when composite-ization with an organic material was attained, the 
multiple-oxide thin film manufactured separately needed to be made to rival using adhesives etc., and complication of a 
manufacturing process was caused. 

[0005] The hydrothermal crystallization method is also known as the manufacture technique of a multiple-oxide thin film (for 
example, refer to publication-number 342489 [ four to ] official report). This is the technique of compounding on a substrate the 
multiple-oxide thin film which contains two or more aforementioned metals as a configuration element by holding a substrate 
under a pressurization condition in the aquosity solution which melted two or more metal salts, and heating at about 1 00- 1 60 
degrees C. Since the thing for which-izing can be carried out [ **** ], and covering-power nature are good, without that 
polarization processing is fiindamentally unnecessary, various materials, especially a material weak to an elevated temperature 
using adhesives when using it as a piezoelectric device etc. according to the hydrothermal crystallization method, since the 
ferroelectric layer to which the polarization shaft was equal is obtained, it has the feature tiiat it can **** also on the substrate of a 
complicated configuration. However, the layer obtained by the hydrothermal crystallization method has the problem die property 
is insufficient or are hard to be stabilized, when using as functionality layers, such as a piezoelectric device. 
[0006] 

[Object of the Invention] Therefore, the technical probrem of this invention is to offer tiie method of manufacturing the 
multiple-oxide thin film by which the property was more stabilized on the basis of the hydrothermal crystallization method, and 
the multiple-oxide thin film by which the property by the technique was stabilized. 
[0007] 

[The means for solving a technical problem] About the cause by which the property of the multiple-oxide thin film by the 
hydrothermal crystallization method is not stabilized, it does not understand well. Since the density of the layer obtained by the 
hydrothermal crystallization method compared with the layer with which tiiis invention persons are obtained by the sintering 
process was low (the density of PZT layer according to a hydrothermal crystallization method to, for example, 7.9g /of the 
densities of PZT layer by the sintering process being [ cm ] 3 is 3, Jpn,J.Appl.Phys.32 volume, and 4095-4098 pages 4,8g/cm), 
the instability of a property thought that it originated in membranous porous structure, and was examined in detail. Although the 
multiple-oxide thin film obtained by die hydrothermal crystallization method has porous structure according to the 
scanning-electron-microscope photograph, this is because it has the stincture which the coarse crystal grain 2 deposited on the 
front face of a substrate 1 , as shown in a typical cross section at drawing 1 , Moreover, if a **** examination is performed in 
NaCl aqueous solution, a leakage current will be measured, and in the firont face of a substrate 1 , it can check that the metal 
outcrop 3 (pinhole) which is not covered with crystal grain 2 remains. 

[0008] The cause which this invention persons' property of the multiple-oxide thin film by the hydrothermal crystallization 
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method is not stable thought whether was membranous insulation low to the whole, and would be stabilized by such presence of 
porous structure and a pinhole. Although raising an insulating properly by enlarging membranous thickness as this cure is also 
considered, from the purpose of obtaining the thin layer with a sufficient property, it is not desirable. Then, it tried to carry out the 
sealing of a porous material fraction and the pinhole by the insulating material. Consequently, on (book specifications, these both 
processing is collectively called "sealing" by performing processing which embeds an insulating material at a porous material 
fraction and a pinhole, or performing processing which oxidizes the denudation metal of a pinhole fraction and forms an insulating 
coat. It fmds out that the property of) and a multiple-oxide thin film improves, and may be stabilized, and came to complete this 
invention. 

[0009] That is, this invention offers the following thin-film-fabrication technique and the multiple-oxide thin film manufactured 
by this. 

(1) The manufacture technique of the multiple-oxide thin film characterized by performing a sealing to the porous side or pinhole 
of a multiple-oxide thin film formed by the hydrothermal crystallization method on the substrate. 

(2) Technique given in the above 1 which carries out a sealing by the insulating material. 

(3) Technique given in the above 2 whose insulating material is the resin or ceramic of a high dielectric constant (4) Technique 
given in the above 1 which performs the sealing which processes the multiple-oxide thin film formed by the hydrothermal 
crystallization method on the metal substrate under an oxidizing atmosphere, and forms an oxide coat in the metal outcrop within 
the pinhole of a multiple-oxide thin film. 

(5) The above 1 whose multiple oxide is a ferroelecfric, or technique given in either of 4. 

(6) The above 1 which performs a sealing at the temperature exceeding Curie temperature of a ferroelecfric, or technique given in 
either of 5. 

(7) Technique given in the above 4 which performs polarization processing further after performing the sealing which processes a 
multiple-oxide thin film at the temperature more than Curie temperature under an oxidizing atmosphere, and forms an oxide coat 
in the metal outcrop within the pinhole of a multiple-oxide thin film. 

(8) The above 1 which performs a hydrothermal synthesis in two phases of a crystal nucleation and a crystal growth, or technique 
given in either of 7. 

(9) Technique the above 1 which gives vibration in the perpendicular orientation at the time of a hydrothermal synthesis, or given 
in 8. 

(10) The multiple-oxide thin film obtained by the manufacture technique the above 1 or given in either of 9. 
[0010] 

[Gestalt of implementation of invention] After the thin-film-fabrication technique of this invention forms a compound 
metallic-oxide thin film by the hydrothermal synthesis on a substrate, it is characterized by carrying out the sealing of the porous 
material fraction and pinhole of a thin film witii an insulator. 

(I) A compound metallic-oxide thin film compound metalhc-oxide thin film will not be limited especially if a hydrothermal 
synthesis may be carried out. The multiple oxide of the perovskite (AB03) structure which contains three elements, Pb, Zr, and 
Ti, known as PZT as an example of such a multiple oxide is mentioned. The multiple oxide which replaces A site (PZT Pb) by 
one sort or two sorts or more of elements chosen from Ba, calcium, Sr, La, or Bi, and comes to replace B site (PZT Zr or Ti) by 
one sort or two sorts or more of elements chosen from Zn, nickel, Mg, Co, W, Nb, Sb, Ta, or Fe is also used suitably. 
Composite-like [ a substitute ] . As an example of such a multiple oxide, Pb(Mg 1 / 3 Nb 2/3) 03 , Pb(nickel 1 / 3 Ta 2/3) 03 and 
Pb(nickell / 3 Nb 2/3) 03, Pb(Znl / 3 Ta 2/3) 03, Pb(Znl / 3 Nb 2/3) 03, Pb(nickell / 3 Nb 2/3) 03, and Pb(Fes 1/2W 1/2) 03 
A grade or the multiple oxide of these one or more sorts and PZTs is mentioned. Although the thickness of a thin film is based 
also on the purpose of use, it is usually 50nm - about 50 micrometers. 

[001 1] A substrate just bears the heating pressurization conditions at the time of a hydrothermal synthesis. Specifically, 
heat-resistant organic materials, such as ceramicss, such as metals, such as stainless steel, iron, aluminum, titanium, and lead, or 
an alloy, an alumina, and a titania, and a fluororesin, and a polyimide, are mentioned. The complex of these materials is sufficient. 
In order to raise the junction nature of a multiple-oxide thin film and a subsfrate, it is desirable to make at least one kind of 
metallic element component exist in a subsfrate front face by a precipitation or application among the configuration elements of 
the multiple oxide which is going to carry out a hydrothermal synthesis. 

[0012] (II) A hydrothermal-synthesis hydrothermal synthesis is performed according to known technique. Typical operating 
procedure is as follows. 

(1) Carry out lysis or the fritting solution of various kinds of metal salts which serve as a raw material first to water in the 
manufacture hydrothermal crystallization method of the raw material aqueous solution. The metal salt to use is the combination of 
the metal cation which is the configuration element of the multiple oxide which it is going to compound, and a suitable anion. 
Generally, organic acid chloride, such as inorganic-acid salts, such as a nitrate, a sulfate, a chloride, a hypochlorite, a chlorite, and 
a chlorate, acetate, and an oxalate, is used. As for mineral salt concentration, about [ 0.05-5.0 mol/I. ] is desirable about each 
compound. If concenfration is too low, the luminous efficacy of layer formation will fall. If concentration is too high, mineral saU 
concentration will be saturated, a raw material cannot adjust uniformly, but membranous yield falls or the thing of uniform 
membraneous quality and thickness is hard to be obtained. pH is an important factor and is decided by the multiple oxide which it 
is going to compound. Usually, it adjusts to an alkaline field using a sodium hydroxide, an ammonium hydroxide, a potassium 
hydroxide, etc. 

[0013] (2) Charge an autoclave witii the above-mentioned raw material aqueous solution and an above-mentioned subsfrate, heat 
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them under pressurization, and a hydrothermal-synthesis hydrothermal synthesis performs them. By pressurizing and heating, 
under an ordinary temperature ordinary pressure, the matter which seldom melts into water melts, a reaction rate increases, and 
crystal growth is promoted. Although heating temperature is based also on the modality of metal salt used as a raw material, it is 
usually 1 10-180 degrees C. By making a crystal separate by such temperature requirement, the thin film to which the polarization 
shaft was equal can be obtained. Pressurization is also simultaneously performed by heating in an airtight container (autoclave). 
Generally, although autoclave internal pressure is decided with temperature, you may pressurize it positively. The pressure of 
about 1.4-10.3 normal atmosphere is desirable. 

[00 1 4] It may divide into two phases of a crystal nucleation and a crystal growth, and a hydrothermal synthesis may be performed 
(publication number 342489 [ four to ]). Moreover, you may perform a hydrothermal synthesis, vibrating an autoclave in the 
perpendicular orientation (the gravity orientation). By adding vibration, it is a large area and the multiple-oxide thin film with 
uniform thickness can be manufactured stably (Japanese-Patent-Application-No. 8-77044 number). IHz or more of the 
frequencies of vibration is preferably set to 3tlz - 3 GHz. In less than IHz, the effect is not fiilly demonstrated. The homogeneity of 
a thin film falls on the contrary ~ if oscillation frequency becomes high, when an effect will be saturated, the gas in an autoclave 
serves as the foam and adheres on a subshate. What is necessary is to establish a movable stage or a **** means up and down 
into an oil bath or an electric furnace, to **** an autoclave to this and just to add vertical movement to it by the elechic motor or 
the pneumatic motor, in order to perform heating, pressurization, and vibration simultaneously. 

[00 1 5] (III) In the sealing this invention by the insulator, the sealing of the fi-ont face of the substrate-compound metallic-oxide 
layered product by which the hydrothermal synthesis was carried out is carried out. A sealing is (a). How to carry out processing 
which buries the porous material fraction and pinhole of a multiple-oxide thin film with an insulator using insulating materials, 
such as a resin and a ceramic Or when using a metal for (b) substrate, after forming a compound metallic -oxide thin film, A 
substrate-multiple-oxide layered product can be put on the bottom of the high-temperature-oxidation nature ambient atmosphere, 
and either of the technique which covering by the thin film is not carried out, or forms an insulating oxide coat in the pinhole 
fraction with inadequate covering can perform, 

[0016] (a) Carry out the sealing of the void fraction between the crystal grain in a multiple-oxide thin film (a porous fraction and 
pinhole fraction) with an insulator 4 in the processing this gentleman method by the insulator (refer to drawing 2 ), This 
processing is not limited especially that what is necessary is to be able to apply or impregnate an insulator or its precursor as a 
good liquefied object of the wettability with a hydrothermal synthetic membrane, and just to be able to form a stable solid 
insulator at a room temperature after xeransis, a reaction, or baking. Any of an organic system and an inorganic system are 
sufficient as the insulating material used for processing, or its precursor. 

[0017] As an organic system material, a vinyl chloride, polyethylene, polypropylene, a polycarbonate, a polyamide, a polyimide, 
an epoxy resin, phenol resin, a urea-resin, acrylic resin, a polyacetal, a poly-ape phon, a liquid crystal polymer, PEEK (polyether 
ether ketone), etc. are mentioned, for example. Moreover, as an inorganic system material, ceramic precursors, such as the 
ceramic-coating material and metal alkoxide which used materials, such as an alumina, a zirconia, a silica, and a titania, as the 
base, and polysilazane, etc. are mentioned. 

[0018] It melts in remaining as it is or the solvent chosen according to the modality of resin, and by spin coating, spray coating, 
the dipping, etc., in the case of an organic system material (resin), the front face of a substrate-multiple-oxide layered product is 
covered with a solution, and it carries out xeransis or reaction solidification. The amount of the resin used used for processing is 2 
Im of subsfrates, although based also on the modality. What is necessary is just to use about [ 0,09-2 1 g ] more preferably 
0.004-1 lOg of hits. If there is too little amount of the resin used, the effect of sealing will not frilly appear. When there is too much 
amount of the resin used, the resuh which prepares a still thick resin layer on a hydrothermal synthetic membrane is brought, and 
there is a possibility of doing bad influences, such as a flexible fall of a substrate-hydrothermal synthetic membrane and a fall of 
the elecfrostatic capacity of a hydrothermal synthetic membrane. Usually, the neglect air dried of after processing is carried out as 
it is, or a request performs it by heating to the temperature below the curie temperature of a ferroelectric layer (PZT layer 
300-350 degrees C). 

[001 9] After an inorganic system material applies and blows the precursor of a ceramic-coating material or a ceramic upon the 
front face of a hydrothermal synthetic membrane by the general technique and carries out an impregnation etc., it is usually heated 
at the temperature below the curie temperature of an about 70-350-degree C ferroelectric layer, and makes an insulating metallic 
oxide etc. decompose and separate. If heating temperature is too low, decomposition will not progress. In the case of a 
ferroelectric, when Curie temperature exceeds [ heat-freatment temperature ], polarization processing is needed anew after 
processing. The amount of covering should just be a grade which is sufficient for stopping the hole section of the multiple-oxide 
layer by the hydrothermal synthesis. Usually, substi-ate lm2 It hits. It is enough if an about [ 0.2-4 1 g ] sealing agent (at the time of 
solidification) is used. 

[0020] (b) An oxidation-freatment this gentleman method is the technique of applying, when a multiple-oxide layer is formed in a 
subsfrate using a metal, and make an oxide film 5 form in the metal outcrop (pinhole) 3 of subsfrate 1 front face by what the 
subsfrate in which the multiple-oxide layer was formed is set for under an oxidizing atinosphere ( drawing 3 ). The thing for 
which the subsfrate in which the hydrothermal synthetic membrane was formed is held to an elevated temperature among oxygen 
inclusion gas, or the oxidizing quality aqueous solution performs oxidation treatinent. As for oxygen inclusion gas, oxygen, air, 
etc. are used. Although especially processing temperature is not limited, when the compound oxide film by the hydrothermal 
synthesis is a ferroelecfric, it is processed at the temperature which does not usually exceed the Curie temperature. However, in 
the case of a ferroelectric, you may process processing temperature at the elevated temperature which exceeds Curie temperature 
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positively. By carrying out high-temperature-oxidation processing, there is an advantage which a strong oxide film can form for a 
short time. In this case, the ferroelectric thin film which has a highly efficient polarization property can be obtained by performing 
polarization processing anew. In addition, polarization processing is at the temperature of about 1 5-200 degrees C. It can carry 
out by maintaining a substrate about 20 to 200 minutes under the 1 .5-7kV [/mm ] direct-current electric field. 
[0021] Oxidation-treatment time is performed over about 1 - 8 hours, when processing at the about temperature exceeding Curie 
temperature, for example, 200 degrees C, although based on processing temperature. Moreover, when processing at the 
temperature exceeding Curie temperature, for example, 500 degrees C, it carries out over about 1 - 60 minutes. Into aquosity 
solutions, such as a sulfuric acid, a nitric acid, a hydrochloric acid, and an acetic acid, processing in the oxidizing quality aqueous 
solution is immersed, and performs a substrate. Usually, a voltage required to advance oxidation treatment is impressed using a 
reference electrode like Ag/AgCl. In addition, it describes above in this invention. The above-mentioned (a) after performing 
metal oxidation treatment of the pinhole fraction of (b) The sealing by the resin etc, can also be performed forther. 
[0022] 

[Example] Hereafter, although an example is given and explained, this invention is not limited to the following example. 
The Teflon lining autoclave container with example 1 diameter of 7cm was charged with 30ml of the mixed aqueous solutions 
containing Ti substrate with a thickness [ which used and washed the acetone ] of 50 micrometers (10mmx30mm) and Pb 
(N03)2 (10.00 millimole), ZrOC12, and (4.8 millimole) KOH (136.8 millimole). The aforementioned autoclave was immersed 
into the silicone oil, and hydrothermal-synthesis processing was performed over 48 hours at 150 degrees C, making synthetic 
liquid agitate. 

[0023] The substrate was taken out, and it cleaned ultrasonically with distilled water, and was made to fully dry after a 
hydrothermal synthesis. When the front face and the cross section were observed under the microscope, it has checked that porous 
PZT layer with a thickness of about 10 micrometers was formed. Then, the liquid which diluted the Nylon (the die amide XI 874, 
product made from die cell 5 times, and was melted at 50 degrees C was uniformly applied to the whole surface or the 

sealing side of a substrate which has the aforementioned hydrothermal synthetic membrane by the spin coating method, and the 
xeransis for 80 degrees C and 30 minutes was performed in the atmospheric air. When the cross section was observed, it has 
checked that it was changeless to the PZT thickness itself, the resin frespassed upon the interior of a void, and sealing had 
advanced. 

[0024] Thus, after having used ion spatter equipment for the formed whole surface or the sealing side and forming Pt electrode in 
it in RF spatter, ceramic scissors cut the edge and Ti substrate and Pt inter-electrode insulation resistance were measured. By ten 
measurement, it is 9.2 M omega and an average of insulation resistance is the standard deviation. It was 0.85 Mohm. 
[0025] After carrying out the hydrothermal synthesis of the PZT layer on Ti substrate completely like example 2 example 1, this 
was held at 250 degrees C in the atmospheric air for 5 hours, and the oxide film was formed on the pinhole. Thus, on the formed 
substrate-compound oxide-film layered product, ion spatter equipment was used, Pt elecfrode was formed in RF spatter, and Ti 
substrate and Pt inter-electrode insulation resistance were measured. It is an average of insulation resistance by ten measurement. 
It was 6. 1 M omega and the standard deviation was 0. 5 1 M omega, 

[0026] After carrying out the hydrothermal synthesis of the PZT layer on Ti subsfrate completely like example 3 example 1, dris 
was held at 500 degrees C for 10 minutes all over atmospheric-air kiln, and the oxide film was formed and blocked on the 
pinhole. Thus, on the formed subsfrate-compound oxide-film layered product, ion spatter equipment was used, Pt electrode was 
formed in RF spatter, in the 1 20-degree C silicone oil, the 3kV [/mm ] direct-current electric field were added to inter- elecfrode 
this ], it held for 2 hours, and polarization was performed. Subsequently, Ti substrate and Pt inter-elecfrode insulation resistance 
were measured like the example 2. The average of insulation resistance was 6.2 M omega in ten measurement, and the standard 
deviation was 0.49 M omega. 

[0027] The hydrothermal synthesis of the PZT layer was carried out on Ti subsfrate completely like example 4 example 1 . this ~ 
30 degrees C - H2 S04 of 0.5 M it dips in a solution and Ag/AgCl is used as a reference elecfrode - it held in 1 .5 V for 1 hour, 
and the oxide film was formed and blocked on the pinhole Subsequently, Ti subsfrate and Pt inter-electrode insulation resistance 
were measured like the example 2. The average of insulation resistance was 5.8 M omega in ten measurement, and the standard 
deviation was 0.53 M omega. 

[0028] Except not carrying out example of comparison 1 sealing, with the same procedure as an example 1, Pt electrode was 
formed on the hydrothermal synthetic membrane, and Ti subsfrate and Pt inter-elecfrode insulation resistance were measured. The 
average of insulation resistance was 4.4 M omega in ten measurement, and the standard deviation was 1 .24 M omega. By the 
multiple-oxide layer which carried out the sealing by this invention, the result of the examples 1 -4 and the example 1 of a 
comparison shows that the stability of resistance is improved greatly, while insulation resistance is improved. 
[0029] The Teflon lining autoclave container with example 5 diameter of 7cm was charged with 360ml of the mixed aqueous 
solutions containing Ti subsfrate with a thickness [ which used and washed the acetone ] of 50 micrometers (50mmx50mm) and 
Pb (N03)2 (120 millimole), ZrOC12, and (58.3 millimole) KOH (1642 millimole). On the other hand, the silicone oil is put in in 
the stainless steel tub equipped with die movable stage for autoclave installation, a movable stage is equipped after sealing the 
aforementioned autoclave, and the crystalline nucleus was made to generate over 48 hours at 1 50 degrees C, vibrating gravity and 
a parallel direction above 3Hz. 

[0030] When the subsfrate was taken out and distilled water and the acetone performed ulfrasonic cleaning, the homogeneous 
layer was formed by the crystalline substance of titanic-acid lead zirconate or lead zirconate on the subsfrate. 120 degrees C of 
hydrothermal-synthesis processings were performed for 48 hours, charging with this in an autoclave again and vibrating it above 
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3Hz in the gravity orientation with 360ml of the mixed aqueous solutions containing Pb(N03) 2(119 millimole), ZrOC12, TiC14, 
and (53.9 millimole) KOH (787.2 millimole). After the hydrothermal synthesis, when the substrate was taken out and cleaned 
ultrasonically and it measured by cross-section observation with the metaloscope after xeransis, it was observed that the 
titanic-acid lead zirconate (PZT) crystal has separated uniformly at the table and rear face of a titanium substrate. Then, the liquid 
which diluted polysilazane (PHPS-2, TONEN CORP. make) with the xylene about 5 times was uniformly applied by the spin 
coating method, and xeransis of about 80 degrees C and 1 hour was performed in the atmospheric air. In order to perform pinhole 
evaluation of this substrate, NaCl aqueous solution was used and the **** examination was performed, the leakage current when 
coming out of direct-current-voltage lOV, and applying for 30 seconds in Ti substrate-Pt inter-electrode, was measured with the 
ammeter ten measurement - a leakage current ~ an average of O.002 — raA/cm2 it is — the standard deviation — 0.0015mA/cm2 
it was . 

[003 1] Except not carrying out example of comparison 2 sealing, with the same procedure as an example 5, the hydrothermal 
synthetic membrane was formed and pinhole evaluation was performed, ten measurement - a leakage current — average 
8.5mA/cm2 it is — the standard deviation — 2.1 mA/cm2 it was . By the multiple-oxide layer which carried out the sealing by this 
invention, the result of the example 5 and the example 2 of a comparison shows that the stability is also remarkable, while 
insulation is improved. 
[0032] 

[Effect of the invention] The substrate of various modalities and a configuration can be used for this invention, and it offers the 
multiple-oxide thin film by the improving method and its technique of the multiple-oxide thin film fabrication by the hydrothermal 
crystallization method from which a desired thickness is obtained. The instability of the property which was the practical big 
trouble of a hydrothermal synthetic membrane was canceled by the technique of this invention which embeds an insulating 
material at a membranous porous material fraction and a membranous pinhole using a resin or a ceramic precursor solution, or 
carries out the high temperature oxidation of the denudation metal of a pinhole fraction, and forms an insulating oxide coat. 
According to the technique of this invention, without operation being easy and applying a cost, the application as an actuator 
which the insulation on the front face of a layer has been improved notably, for example, reduced power consumption when a 
hydrothermal synthetic membrane was a ferroelectric is possible, or in using for sensors, such as an acceleration sensor, detection 
sensitivity improves. For this reason, the multiple-oxide thin film of this invention can be used for various composite material, 
such as piezoelectric devices, such as for example, a piezo-electric monochrome morph and a piezo-electric bimorph, a 
laminating type electrostiictive actuator, and a laminating type capacitor. 
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* NOTICES * 

Japan Patent Office is not responsible for any 
damages caused by the use of this translation. 

1 .This document has been translated by computer. So the translation may not reflect the original precisely. 
2.**** shows the word which can not be translated. 
3. In the drawings, any words are not translated. 



DESCRIPTION OF DRAWINGS 
[An easy explanation of a drawing] 

[ Drawing 1 ] The typical cross section of the substrate-hydrothermal synthetic membrane by the conventional method. 

[ Drawing 2 ] The typical cross section of the substrate-hydrothermal synthetic membrane which carried out the sealing with the 

insulator by this invention. 

[ Drawing 3 ] The typical cross section of a substrate-hydrothermal synthetic membrane which oxidized the metal of a pinhole 
fraction by this invention. 
[An explanation of a sign] 

1 Substrate 

2 Crystal Grain 

3 Pinhole 

4 Insulator 

5 Oxide Film 



[Translation done.] 



1 of 1 



6/11/0211:06 AM 



(19) H*Bli|*ffF;t (jp) 



(12) ^ I 



= it ^ ^ (A) 



(SDlntCl." 
C 3 0 B 33/00 
C 0 1 B 13/14 
C0 4B 41/89 
C 3 0 B 29/22 
H 0 1 B 3/00 



#II¥10- 120499 

(43) B ^^10^ (1998) 5 ^ 12 0 



F I 

C 3 0 B 33/00 

C 0 1 B 13/14 

C 0 4 B 41/89 

C 3 0 B 29/22 

H 0 1 B 3/00 



m^McDwao OL (^ 6 M) 





#S¥8 - 277825 




000219602 


(22)mMH 








8 ^(1996) 10^210 












































s»ift/^'te#;*;^^t^1-^J^w»36oo#ffi 



















(54) mm<^^m] m-^mitmmmRn^(Dm&:^m 
(57) im^] 



WMM/ 



7 



06/11/2002, EAST Version: 1.03.0002 



I if 2 ] tmufMzx ^M^imm-tmi^m i 

y ^ X'k h mmi 2 i,ztmco-yim. 

[if*JB4 ] ^mmwL±.izWk^mk^zx Ltz 

sm^M^sfi-rif jRJM 1 i^z%m<r)-nm. 

[i**Ji9] ym^^m^z^m^mzwm^H-tm 
C itsfi 311 0 ] f isRJi 1 TVS 9 V ^•ftiMzim<^m 

[000 1 ] 30 
[00 02] 

yu-^JayW;. CVDiS. MOCVDSc. T;l^r?^i^ 
[0 0 03] ^n^5C?)-5*>, X^N-y^-yyi^^'^^^AjMO 

mz^-oximm^T^i^-iz^^i.. o.i /amssmi 
i'*^"£^st^ 0 s wm-^tifzm^zutfWiAt'^^ti-iiim 
[0 0 04] ^fz. xm?f^im^^iiimx'it. m^t-t 50 



06/11/2002, EAST 



^^v^;fc;&i^<. v/u-y/i-mxi,. mmc^y^^-itco 
fzi^mmux-comm^'j^^^xh^. zcox a ^z±tm 

'yc><ni 0 '^■£-mmmzm\^im<^}L\>zm^\zmm^m 
\z\i.±m-^ »9 t^^mmif-mx-h 0 . ■mmz 

[000 5 ] «^K^lift?lMiOS3S:;j-^b LT^fff^^fiS 

ffimM^" tSK^im L . 1 0 0-1 60 °C@S(=30^ 

ffm«i^'* i: '^xm\-th^-^\zwm\z^wm}}^- 

i5 0 tt^^'j^^f ^^^s^ . mk^£im.<o-mLHz h mmx^ 

hmi±. s±mm^m<^mM^'mmt ixm^-^im-^^z^ 
m^i}^r--^^x-h -otzo^^uzii^^t^^o mm*% 

I. 

[0006] 
10 0 07] 

^x\-^^j:\k ^m^M^i,^. m^m^zxm^timi^z 
itK7m-^m.mizj: 'o'i%^ti^mff)mmm&^^ imt 

H\ m:Mmz2: ^PZ TM^O^Jgii?. 9 g/ c S 
/cm3. Jpn.J.Appl.Phys. 3 2^, 4095-4098H) i 

t , 'W'\-i^r^^^mm(o^jLmmmizmm-t^ 
(Dt^x.. mm^z-mLfz. immMi-wmm^mzx 
fi\tym'^m:mz i-yxmt^tih m^mmmmn^--^ 
'S.mmttp-r'X\-^7s,i>^.. iw±. mi^izmmmmmiiz 
^■txdkt. mn <^mMf,zm ^i^air© 2 mm uzm 

mt^j:'yX'^^ttz^X-h&. ±fz. N a C 1 7|cfgfiS4't 

xmmmm'itj: 0 1 u -^its£;&«sfi. « 1 

3^ffit;:«±Sgam2r«S^tLTv^^^i^JKStUgE3 (f 
[0008] ^WM^f^t. 7m^m:Mzi: ^M-^mit 



lion: 1.03.0002 



(3) 



10-120499 



[0009] ■fti:h%. ^wn\mT(om^mnm'SL 

( 1 ) mKL^zym^mk^zi Ltzm-^mim 

( 2 ) mmnmizx ^m^mm-timm i tiaict^* 

( 3 ) mmmA-mimmmm a fi-fe ^ 5 -y ^ ^■ 

( 4 ) -^mmmi-i/zynm^mii t j; 0 jfm t/sti-^® 

h'y:t^-;um±mmaimzmmmmi:mf&'ti>mii 
mm^mi-mM 1 f=ie®sD;^a^, 

( 5 ) a^S-ftl]«i«#:T-fo ^ friE 1 c^V ^ 
( 6 ) m«^5filM#:c7)^^ U-?gS^S;t^l^ 

jsffiT-tT& a iffia ijb^5co\. ^rtiMzmmcoyjm , 

( 9 ) 7Ki5-&fijiBtt:fS[i^(fiIfcS»^^;t l)|fflE 1 

msiztm<^-m. 

(10) Mifi 1 ;^jS9 cou-rii^Hciatst^Sit^^jst: 

[00 1 01 

(I) a^^K^-ft!f»K 

it. PZTt L-?*a^>tl-&Pb. Zr25.VT i^0 3-9CO 
7C^Sr-^tJ^n7'"X;*-^ h (ABO3 ) »)i^Olt-^gjt 



Ca, Sr, L.atfzliB im^>i^MtK-$h^imtfz 

tfzl±Ti )£Zn.Ni.Mg.Co.W, Nb.S 
b, Ta.ttzltFem-'^miK^tl.^ ia^/c{±2«Ja 

±cD7imfm.m lt^t i. s-^Kita t tmizm^ -^^tt 

WMhLXli.. Pb (Mgi/3 Nb2/3 ) O3 . Pb 
(Nil/3 Ta2/3 ) O3 , Pb (Nii/a Nb2/3 ) 
O3 , Pb (Zni/3 Ta2/3 ) O3 . Pb (Zm/3 

10 Nb2/3 ) O3 . Pb (Nil/S Nb2/3 ) O3 . Pb 

(Fei/2 wi/2 ) 03 h^\-^\±ziihcr>imj± 
mmsmiz x mm. 5 o n m~ 5 o mmmx 
[00111 mmii^mk^i&mcoMmB&^wizmtn 

u\ 

[00 12] (u)7i<mi-^j^ 

yk»^m±, &m<Difm^zLfz9}^-oxn^j:hfih. mm 

(1) iwMymmcomm 

30 Aii,zmmtfzim^^mi-^ . m^-^i^mmt. ^jjguj: 
o bi-im^m^t^<^m^&jmx'hh^mWi^ ^ybm 
'^Kcm-^^tybcDm-^h'itxh^. —mmizit. mm 

^mtmri-^. mmfMt^'^y bmrnmrnmrnm 
I . mfWi^-mmx-^ -f . m<^UAm&T ifz*). 
ii^-^mm ■ mm<^i:^<^m^(z.tii.z< \.\ p immw^ 
40 mi'xh o.-^f^Lio bt^M-^m^mzx 

[ 0 0 1 3 ] (2) /jcSl-^K 

mifm^^mc^Mnymmbsmi^- h 9 u-y^z 

MA bM&Tlzmmtxn^x M!±- M^iTl Zbl^z 

X >5 mSi'^SiTx-'ityK izmmz < V ^^mtmm i . kjs^ 

- 1 8 0 °CT* § „ i CD j; a ^^affiffifflmH 2r Wffi § 

50 -t^'cbizx^. ^mmcom-^fzwrntrmzbii^x'^ 



06/11/2002, EAST Version: 1.03.0002 



5 

1.4— io.3$\ESS^oJ±::ti*Wt Lv^. 

[0014] m^Bm^^bm^^&.^(n 2 fm^z^nx7\: 
m^-thzbt^X'^h (#11^8-77044 ^) , mihffym 

IS^mHzJ.:i±. SfilL<{i:3Hz~30Hzfcf 

*i&aj!tc*3 1. f 4 . 7m^^-^ fitzm. - Wf^-^mmit 
mmm^c^mm^Mimm-f^ . mimmt. (a) m 
Bg. -(=7 s •',^mmmm-\^m\^xm.-m.wmm(^y 
^i\M^^m t° >-^^ -VP ^ ^i^ftT-ii to ^ MS ^ t s 

[00 1 6] (a) mmmi,zxmm 

( ^^\^m^&zh'h'yyi-^~^\.my ) ^:mmm4 xmm 

x^M^m^^mmmmf^x'^iiux < . ^^^ijs^s 
^x^v ^ . mmzmmi-^mmMmtfzii^comnmm 
i±. ^m^mmmm^^-^i'tix-i. ii\ 
[0017] ^mmmt Lxit. mm. 

TnV:r.i-uy. ?KUrab°^>-, ;KU;^?-j1<'^^- 
--KUrSF, rttV4^V. X*;°dfi^tf|i^ 7x7- 

>J^?7^:^^y, peek (.-t^yj^-r^p 

[0018] ''^mmn mm) cot^it. ^ccot t . 



( 4 ) 10-120499 
6 

ffifflsji. -^oaat^tj:!)*^; a«im2 (90.00 

4-llOg. t<i40.09-2 1 ggffilrfflt^ 

jL-y-?am:j,T (PXTMrtisoo-sso-c) co 

[0019] S -V ^ A vrU 

20 -h . tmsmm-f^ ^ t Mumt^^\ mmm#:(^ 

mm'^z?xi^ximmm:^^sm^z^t. mmmi. ^am^ 
mzx m-^m-immcomimmt:i,iz}i&m^xh 
fitf j;v\ mmim^ hfz'o 0.2—4 1 gum 

[0020] {h)mmm 

tz^-^i^zmmx^ h-ismxh 0 . m^mmm^fmi. 
fzm.^m\mwmT\zii < <r 1 1= d . ma 

(H3) . mimmii. ym^^f&.mf^^&.Ltzwm:. 

imymm<^zxy)'^tcd. s«^flr^-^ii, Mi.ts\ m 
mmifim^'-^ktih. ^m^mt'imzm'&^ir^j:^-^ 

mm^co^jL'}~'m.^mi^£\^im.xmmf^. uj» 
t . mnn,^<^-m-^^zi3\>^x wm^^wMmz^^ 
u -i&mmi h ^^x:%m lt 4. i t ^ . ^mmm. 

40 M^myh. z.<Dm^\imhx^W)mM\^-t^h.\,z^^ 

%h.ts:ii. "jtWrnrnt. 1 5-2 0 0rgSO?flKT- 
1.5—7 kV/mmtfOii:S«-f^«Ttc:a«Sr 2 0 — 2 0 

[002 1 ] mmmxm. %mm.^ziiht-^ 

UHSSS:^x.^V^^UK. fJ'lx.tf. 2 0 O^C^^t-mil 
■ri> ^-^{4 ,1-8 n#Ps1S«!&4tT^T'S: a . S , .a. 

^ji.W5 0 ^"cxmwthWs^ 
{i 1 - 6 0 ^^m-^xwj: 0 o wm.7'^iwm:<rm% 

50 ii. ^J;cH\ Wm. im.. itK^«07|<tt?t?f+'t 



06/11/2002, EAST Version: 1.03.0002 



(5) 



mm^P- 1 0-1 20499 



7 



8 



■^hy^m^^xmwLtzm^ 5 0;um ( i ommx 3 0 fc, ^A\^x\ mmm2 kwim^zT imMb p t'i«io 

mm) COT imm. m/iZPh (nOs )2 (10.00 ?IJ lfe«Si:^tl|^Lfc:. 1 01IIc?5)fflSX«ffitii:^0^*^« 

ilf) . ZrOC l2 (4.8 m\) RU^KOH (136.8 ;y S.SMQ-C^feO, •^omiil(i0.53MQ-C-S>-3^^, 

5r#^^^I^«S3 o m i ^^au^Co y ^^-y [0028] im&\i 

[0023] ym-^mm. xm^M^m Lxm^ymx mtiAMQx% "9 , ^(^mmmm^i.ziMQrh-) 

a^-fflflg (r-^rS t^Xl 874, ^''-^•t;t/bj.;I/X I,, 

K ) ^ 5 f^tftlR 1 5 0°CTiffl¥§^fcM* . HiJtoK [0029] 

O^C. 3 05^rHlc?>^**S:4f>Sr-^/i. WSraSL?^^ J: <r mm ) i Mt/'tCP b ( NO3 ) 2 ( 1 2 0 ?ij 

^ . p z Tmm^mz^-{m^j:< . mm^mmnmi ) , z r oc 1 2 ( m3vm) rx/k o h ( 1642$!^ 

A ixmii^mn uz t m&mx% t^. i) ^^tsu-^ymm 3 e om \ ^-^xLfc. -15 . ^ 

[0024] :.(r>i.oi>z-B^^Lt^±mhh\-^iiminm -h9\^—y'Ws.m(7mm:^r—'J^mi.tz:^Tyvx 

mi>zM^yX)-^-y ^mm^m\-^Xn¥ Xf-^yrmzXV 30 lil^tc^yr?-y^^;i/^A^iT:fe&, talE^-h^'l^ 

t mmim^Lrz<7)%. ssgn^-b 5 5 9i±-^?i.xmm -y^mm^k. «r»XT-ytt^*L, s:^i t 

T i mUk P tmffiPa1comi!;jgfii^M^LfCo 10 1 3 H z|,:jI±T"SKj§-€-:5o 1 5 0°CT-4 SBtPE^p^f^tT 

mmt 0.85 MQTS>o/-^. [0030] *«^ffi DtBLMW*S:t/"r^: hyfC-CiS 

[002 5] SltM2 ^ift-atv^^^f t C 6 . SKiti^^- ym'J)V^ > 

^^Ltz^k. z.K^i^m'hzx^mf^. 2 5o°cwsWf t:v^/c„ :itii:. Pb (N03 ) 2 (11 9vm) . z 

Lt°y*-/|.±C^jbmSrffMtfc. C:cOJ:3t;ffML rOClz (51.45W) ^£/T i CI 4 (53.95W) ^ 

:t*«-«-a■S•^EmMf*:±^c:-<:t>':^^^°'y:^'^a^ffl VKOH (787.2 VKl) ^-^t^S-gr^lCit^S 6 Om 1 h 
V^TRFX^^•-y^'S(;TPt«ffi^ffML. TiSKi: 40 th<^Z^ ^m^-h^V-y'^i^Z^XL. MJlMZS 

p t mmmmmmtxmi^ Ltz. i o Ecoii^TtfeSi h z i^o-^^k^-^jsE^ytJi^ 1 2 o 4 8 

&trico^im e.iMQXhKi. 'tcommmmno.^mQ ^mrst^-^fz. :'m-^mk. mm^MKi^Lm'sm.m^ 
■^■^-^ U!?£*if^. ^mmmmxmm^jzx oiis tfc t i 

[ 0 0 2 6 ] S3iM3 ^:^y«KiOa.atA'»ffiic^^>'Si.>VPr7y^iS 

^MMl fc:^<|aimcLTT i»te-h(CPzm^7j<*5 (PZT) fe1,*i%-tc|JfffiLTV^^«>5)WStLf^. 

^ff^lfzik. z.tii:±m^<^izx 1 soca;: ^cof^, ^'Dv-^^'V (phps-2, Mm (tt) S) 

^mLb•yT^w^±(^Kftm^ffMLT^^SIU^, Z(d ^^i^uyizx^5i^^z%i^Lfzm^y-^y^-'r^y 

^dizfmLfzmm~m^m^mmJMi^±iz^:^yxj'^ ^1£jctj^--{;»^rl. ^^*(ctit?8o^c. mmco 

1 2 0'Ccr)i^Ua~y:t-i)l'PiZX. ^LtnmmmiiZ 50 totz, NaC l7K?§?g5rffll-^-C3l'8Mit&^T^':';^^<. T 



mm^zj:imimm^:^ ^i/zn^j:o :ik hx^^. 

[0022] 



[0027] mmm4 



•^liitLfc. in.^3 Ort-O.S MOH2 SO4 jgMtca 



06/11/2002, EAST Version: 1.03. O0O2 



pi 0-1 20499 



1 0 



i s« - p t miateTita«ff 1 0 V ^ T- 3 0 m-i-f 

gT"y-^'Sa(±¥%0.002 mA/cin2 Th^ . 
SJiWII!i-0.0015mA/cni2 ~X:t)-ofz. 
[003 1 ] 

7K»-^BKffi&ffMLtfy:^-;HFiI&fl^'^f^„ 1 00 

[0032] 

\^^::t ij^'^ . pm(^mmmt,h.h^m.-^fkmzi 
mwmmm% \.fz%.<f^x-hh. 7]^m^^mnm^}L 



if. mm^^^vn xhi:mf-riz. mmmc^'^mt 

^-izm^^^m^umiii!m*^\^±^t . ^coti^., 

awM^v-rv-^^, m^^m-^mAi^znm-r^^ 

mi ] mmkizx hmm~^^-^m.cnmmmn 
[ H 2 ] 3fs%Bj!t i D mmxmimm l /k 

[ H 3 ] *%Bf!tc J: 0 fc° V* AM ^K-rCte 

1 s« 

2 m^m. 

3 h°yTh-;l/ 





06/11/2002, EAST Version: 1.03.0002 



